Abstract -A first example of chiral dirhodium(II) complex-catalyzed enantioselective Mukaiyama aldol reactions is described. The aldol addition reaction of methyl acetate-derived trimethylsilylketene acetal with specific aldehydes such as benzyloxyacetaldehyde and electron-poor aromatic aldehydes is effectively catalyzed by dirhodium(II) tetrakis[N-benzene-fused phthaloyl-(S)-piperidinonate] (1a), providing silylated aldol adducts in up to 94% ee.
catalytic process is limited to benzyloxyacetaldehyde and aromatic aldehydes bearing strong electron-withdrawing groups.
In summary, we document the first example of enantioselective O-Methyl-O-trimethylsilylketene acetal (5a) was prepared from methyl acetate according to the procedure of Shibasaki. 15 4Å MS was used after pulverized and dried (150 °C, 1 mmHg, 12 h).
Typical procedure for the Mukaiyama aldol reaction (Table 1, Entry 7): Methyl (S)-4-benzyloxy-3-trimethylsilyloxybutyrate (7a).
To an oven-dried flask equipped with a rubber septum and a Teflon-coated magnetic stirring bar were added pulverized 4Å MS (50 mg), 1a (22 mg, 0.015 mmol, 5 mol %), 3a (45 mg, 0.30 mmol) and toluene (1.2 mL). The resulting suspension was cooled to -23 °C under an argon atmosphere. After stirring for 10 min, a solution of 6a (132 mg, 0.90 mmol) in toluene (0.3 mL) was added to the mixture at -23 °C, and the septum was replaced by a greased glass stopper. After 12 h of stirring at this temperature in a closed system, the reaction mixture was then filtered through a plug of Celite with EtOAc (10 mL 
Ethyl (S)-4-benzyloxy-3-trimethylsilyloxybutyrate (7c).
The product was prepared following the procedure for the preparation of 7a, using 3a (45 mg, 0.30 mmol), silylketene acetal (6c) (144 mg, 0.90 mmol) and 4Å MS (50 mg). The crude product was purified by column chromatography (silica gel, 19:1 hexane/EtOAc) to provide 7c (76.4 mg, 82%) as a colorless oil; R f = 0.37 
Isopropyl (S)-4-benzyloxy-3-hydroxybutyrate (8c)
. 25 The product was prepared following the procedure for the preparation of 8a using 7d (77 mg, 0.24 mmol). 
